The title compound, C 12 H 6 Br 2 N 4 S, a second polymorph in the triclinic space group P1, is presented. As in the earlier reported monoclinic polymorph in the space group C2/c [Becker et al. (2016) . Chem. Eur. J. In the press], the thiadiazole ring is planar with an r.m.s. deviation of 0.004 Å . The five-membered ring is tilted with respect to the two pyridyl substituents by 23.16 (7) and 49.47 (9) . In the crystal, molecules are linked by a weak non-bonding BrÁ Á ÁN interaction [3.056 (3) Å ]. Furthermore, a column of molecules is established along the b axis by -stacking interactions between the pyridine rings [centroid-centroid distances = 3.7014 (16) 
Structure description
The title compound was formed by the reaction of SOCl 2 with [Ti(C 5 Me 5 ) 2 (N=C(R)-C(R)=N)] (R = 6-Br-3-py), as the coupling product of two molecules of 2-bromo-5-cyanopyridine at [Ti(C 5 Me 5 ) 2 ] (Becker et al., 2016) . Triclinic (P1) and monoclinic (C2/c) polymorphs of the title compound were observed, the triclinic one being presented here (Fig. 1) . The thiadiazole ring is planar (r.m.s. deviation 0.004 Å ) as found in the earlier reported monoclinic polymorph. This fact and the N-S [N1-S1 1.625 (2), N2-S2 1.629 (2) Å ], C-N [C1-N1 1.332 (3), C2-N2 1.324 (3) Å ] and C-C [C1-C2 1.441 (3) Å ] bond lengths indicate electron delocalization in the ring system. The fivemembered S1/N1/C1/C2/N2 ring makes dihedral angles of 23.16 (7) and 49.47 (9) , respectively, with the N3/C3-C7 and N4/C8-C12 pyridyl substituents. Examples for similar symmetrical substituted 1,2,5-thiadiazole derivatives were published by Mellini & data reports Merlino (1976 ), Mü hlebach et al. (1986 , Tomura & Yamashita (2010) and Suturina et al. (2011) . One difference in the molecular structure between the two polymorphs is the orientation of the pyridyl substituents (Fig. 2) .
In the crystal of the triclinic polymorph, molecules are linked by a weak non-bonding BrÁ Á ÁN interaction [Br1Á Á ÁN4 = 3.056 (3) Å ]. Furthermore, a column of molecules is established along the b axis by -stacking interactions between the pyridine N3/C3-C7 rings (Fig. 3) . This column shows an alternating pattern of short and long contacts, with centroidcentroid distances of 3.5934 (15) and 3.7014 (16) Å , respectively, and with ring slippages [distance between Cg(I) and perpendicular projection of Cg(J) on ring I] of 1.344 and 1.822 Å . Additionally, two Br1Á Á Á-aryl contacts towards the thiadiazole ring are found [Br1Á Á ÁCg(S1/N1/C1/C2/N2) 3.6815 (11) and 3.7659 (12) Å ]. The other bromine atom shows a short intermolecular BrÁ Á ÁBr contact [Br2Á Á ÁBr2 3.3791 (6) Å ] and a BrÁ Á Á-aryl contact towards the N4/C8-C12 pyridine ring [Br2Á Á ÁCg(N4/C8-C12) 3.6577 (11) Å ]. In the monoclinic polymorph, the molecules are linked by intermolecular non-bonding BrÁ Á ÁN interactions (3.190 Å ), and BrÁ Á Á-aryl contacts can be observed as well [BrÁ Á ÁCg(thiadiazole) 3.6748 (13) Å ], but no intermolecular BrÁ Á ÁBr contacts or -stacking interactions are present.
Synthesis and crystallization
[Ti(C 5 Me 5 ) 2 (N=C(R)-C(R)=N)] (R = 6-Br-3-py) (0.034 g, 0.05 mmol) were dissolved in C 6 D 6 and the red solution was transferred into a sealable J-Young NMR tube. A 0.2 M toluene solution of SOCl 2 (0.25 ml, 0.05 mmol) was then Molecular structure of the title compound with atom labelling and displacement ellipsoids drawn at the 50% probability level. added via syringe and the mixture was warmed to 60 C for 7 d. Upon cooling to ambient temperature, yellow crystals formed (Becker et al., 2016) .
Refinement
Crystal data, data collection and structure refinement details are summarized in Table 1 . The H atoms were placed in idealized positions with d(C-H) = 0.95 Å and refined using a riding model with U iso (H) fixed at 1.2U eq (C). Computer programs: APEX2 (Bruker, 2014) , SAINT (Bruker, 2013) , SHELXS97 (Sheldrick, 2008) , SHELXL2014 (Sheldrick, 2015) , XP in SHELXTL (Sheldrick, 2008) , Mercury (Macrae et al., 2006) , publCIF (Westrip, 2010) and PLATON (Spek, 2009 ).
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IUCrData ( Special details Geometry. All esds (except the esd in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell esds are taken into account individually in the estimation of esds in distances, angles and torsion angles; correlations between esds in cell parameters are only used when they are defined by crystal symmetry. An approximate (isotropic) treatment of cell esds is used for estimating esds involving l.s. planes.
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